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(54) Aqueous dispersion composition for chemical mechanical polishing for use in manufacture 
of semiconductor devices 

(57) The present invention provides an aqueous 
dispersion composition for chemical mechanical polish- 
ing which is useful for the manufacture of semiconduc- 
tor devices, and which for polishing of different types of 
working films and barrier metal layers formed on semi- 
conductor substrates, can achieve efficient polishing 
particularly of barrier metal surfaces and can give ade- 
quately flattened and high precision finished surfaces. 

The aqueous dispersion composition for chemical 
mechanical polishing has properties such that, when 
polishing a copper film, a tantalum layer and/or tantalum 
nitride layer and an insulating film under the same con- 
ditions, the ratio (Rct/RTa) between the polishing rate of 
the copper film (Rcu) and the polishing rate of the tanta- 
lum layer and/or tantalum nitride layer (Rja) is no 
greater than 1/20, and the ratio (Rci/R|n) between the 
polishing rate of the copper film (Rqu) and the polishing 
rate of the insulating film (R|J is from 5 to 1/5. Rci/Rja 
is preferably no greater than 1/30, especially no greater 
than 1/40 and most preferably no greater than 1/50, 
while Rci/R|n 'S preferably 4-1/4, especially 3-1/3 and 
more preferably 2-1/2. 
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Description 

BACKGROUND OF THE INVENTION 
5 1 . Field of the Invention 

[0001] The present invention relates to an aqueous dispersion composition for chemical mechanical polishing for 
use in the manufacture of semiconductor devices (hereunder referred to as "aqueous dispersion composition for chem- 
ical mechanical polishing”, or sometimes simply as "aqueous dispersion composition"). More specifically, the invention 
10 relates to an aqueous dispersion composition for chemical mechanical polishing that, for polishing of different types of 
working films and barrier metal layers formed on semiconductor substrates, can accomplish efficient polishing particu- 
larly of barrier metal layers and can give adequately flattened and high precision finished surfaces. 

2. Description of the Prior Art 

15 

[0002] A recent technique used in the manufacture of semiconductor devices is a process whereby a wiring mate- 
rial such as tungsten, copper or the like is embedded in a hole or groove formed in an insulating film on a processing 
wafer and then polishing is performed to remove the wiring material above the surface of the insulating film to thereby 
complete formation of the wiring. Wiring formed by this process is called damascene wiring. This polishing cannot be 
20 very efficiently achieved on barrier metal layers made of metals with high hardness such as tantalum and the like. On 
the other hand, relatively soft wiring materials such as copper are easy to polish but exhibit dishing in the wiring sec- 
tions, making it difficult to produce flat finished surfaces. In cases with a high pH, particularly with porous insulating films 
of low dielectric constant, the insulating film is excessively polished making it impossible to form satisfactory 
damascene wiring. 

25 

SUMMARY OF THE INVENTION 
[Problems to be Solved by the Invention] 

30 [0003] The present invention solves the aforementioned problems of the prior art by providing a useful aqueous dis- 

persion composition for chemical mechanical polishing in the manufacture of semiconductor devices, which is able to 
polish barrier metal layers made of tantalum and the like with sufficient rate, which gives sufficiently flat finished sur- 
faces without excessively polishing wiring materials made of copper or the like or excessively polishing insulating films, 
and which can form satisfactory damascene wiring. 

35 

[Features of the Invention] 

[0004] The aqueous dispersion composition for chemical mechanical polishing for use in the manufacture of semi- 
conductor devices according to the present invention is characterized by comprising a polishing agent, water and a pol- 
40 ishing rate adjustor. 

[0005] More particularly, according to the invention, when polishing a copper film, a tantalum layer and/or tantalum 
nitride layer and an insulating film under the same conditions, the ratio (Rci/Ria) between the polishing rate of the cop- 
per film (Rcu) and the polishing rate of the tantalum layer and/or tantalum nitride layer (Rja) is no greater than 1/20, and 
the ratio (Rci/Rin) between the polishing rate of the copper film (Rqu) ^nd the polishing rate of the insulating film (R|n) 
45 is from 5 to 1/5. 

[Effect of the Invention] 

[0006] According to the invention it is possible to obtain a useful aqueous dispersion composition for chemical 
50 mechanical polishing by preparing an aqueous dispersion composition containing a polishing rate adjustor. 

[0007] By specifying the ratio between the polishing rates of for a copper film and a tantalum layer and/or tantalum 
nitride layer and the ratio between the polishing rates for a copper film and an insulating film, it Is possible to polish bar- 
rier metal layers at a sufficient rate, to polish working films at an appropriate rate and to obtain an aqueous dispersion 
composition for chemical mechanical polishing which is useful for the manufacture of semiconductor devices, without 
55 excessive polishing of insulating films and without dishing. 

[0008] Moreover, by specifying the function of the polishing rate adjustor or the type of polishing rate adjustor, and 
by specifying the pH. It is possible to easily obtain an aqueous dispersion composition for chemical mechanical polish- 
ing according to the invention. 
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DETAILED DESCRIPTION OF THE INVENTION 
[Means for Solving the Problems] 

5 [0009] As a result of research with the object of obtaining an aqueous dispersion composition for chemical mechan- 

ical polishing that can achieve adequate flattening of finished surfaces for polishing of working films formed on semi- 
conductor substrates, it was found that by including a polishing rate adjustor comprising a heterocyclic compound with 
an amino group and the like, it is possible to accelerate polishing of barrier metal layers, inhibit polishing of wiring mate- 
rials such as copper, and to obtain adequately flattened and highly precise finished surfaces without excessive poiishing 
10 of insulating films. The present invention has been accomplished on the basis of this finding. 

[001 0] This object is achieved firstly by an aqueous dispersion composition containing a polishing rate adjustor. The 
object is achieved secondly by an aqueous dispersion composition for chemical mechanical polishing with a specified 
ratio between the poiishing rates of a copper film and a tantalum layer and/or tantalum nitride layer and between the 
polishing rates of a copper film and an insulating layer. The object is achieved thirdly by an aqueous dispersion compe- 
ls sition containing a polishing rate adjustor with a specific function. The object is achieved fourthly by an aqueous disper- 
sion composition containing a specific heterocyclic compound as the polishing rate adjustor. The object is achieved 
fifthly by an aqueous dispersion composition with a specific pH. 

[0011] The aqueous dispersion composition for chemical mechanical polishing of the invention is characterized by 
comprising a polishing agent, water and a polishing rate adjustor. 

20 [0012] According to the invention, when polishing a copper film, a tantalum layer and/or tantalum nitride layer and 

an insulating film under the same conditions, the ratio (Ro/F^Ta) between the polishing rate of the copper film (Rqu) 
the polishing rate of the tantalum layer (Rja) is no greater than 1/20, and the ratio (Rci/R|n) between the polishing rate 
of the copper film (Rcu) and the polishing rate of the insulating film (R|n) is from 5 to 1/5. 

[0013] The copper which may form the "copper film" includes not only pure copper, but also alloys containing at 
25 least 95 wt% copper, such as copper-silicon, copper-aluminum and the like. The tantalum which may form the “tantalum 
layer" is also not limited to pure tantalum, and includes tantalum-containing alloys such as tantalum-niobium. The tan- 
talum nitride which may form the "tantalum nitride layer" is also not limited to pure products. 

[0014] The phrase "under the same conditions" used above means that the same polishing apparatus model is 
used, and the disk and head rotation rate, the polishing pressure, the polishing time, the type of polishing pad used and 
30 the rate of supply of the aqueous dispersion composition per unit of time are ail consistent. 

[0015] The "ratio" of the polishing rates referred to above can be calculated from the respective polishing rates 
obtained by separately polishing a copper film, a tantalum layer and/or tantalum nitride layer and an insulating film, 
under the same conditions. The polishing may be carried out using a wafer provided with the copper film, tantalum layer 
and/or tantalum nitride layer or insulating film. 

35 [0016] The ratio (Rci/Rja) between the polishing rate of a copper film (Rqu) and the polishing rate of a tantalum 

layer and/or tantalum nitride layer (Rj^) is preferably no greater than 1/30, especially no greater than 1/40 and most 
preferably no greater than 1/50. If Rcu/^^Ta greater than 1/20, tantalum layers cannot be polished with sufficient rate, 
and when the aqueous dispersion composition is used for polishing of working films or barrier metal layers formed on 
semiconductor substrates, a longer time will be required for polishing of barrier metal layers in the second stage of a 
40 two-stage polishing process. 

[0017] The ratio (Rcu/Rin) between the polishing rate of a copper film (Rc^^) and the polishing rate of an insulating 
film (R|n) is preferably 4 to 1/4, especially 3 to 1/3 and most preferably 2 to 1/2. If Rct/Rin greater than 5, excessive 
polishing of copper films may occur, and when the aqueous dispersion composition is used for polishing of working films 
formed on semiconductor substrates, dishing may be produced at the wiring sections, making it impossible to achieve 
45 a finished surface with sufficient flatness and high precision. On the other hand, if Rct/^in less than 1/5, excessive 
polishing of insulating films may occur, making it impossible to form satisfactory damascene wirings. 

[0018] The "polishing agent" referred to above may be used inorganic particles of silica, alumina, cerla, zinconia, 
titania or the like. The inorganic particles are most preferably synthesized by a gas phase process. Inorganic particles 
obtained by gas phase processes are most preferably particles synthesized by a fumed process (high-temperature 
50 flame hydrolysis) or a process by Nanophase Technology Co. (metal vapor deposition oxidation). 

[0019] The inorganic particles used are preferably colloidal silica, colloidal alumina, colloidal titania or the like syn- 
thesized by (1) a sol method involving synthesis by hydrolysis and condensation of a metal alkoxide such as tetraethox- 
ysilane or a titanium alkoxide or the like, or (2) an inorganic colloid method and the like in which the Impurities are 
removed by purification. 

55 [0020] The polishing agent used may be organic particles comprising thermoplastic resins such as polyvinyl chlo- 

ride; polystyrene and styrene-based copolymers; polyacetals; saturated polyesters; polyamides; polycarbonates; poly- 
olefins and olefin-based copolymers such as polyethylene, polypropylene, poly-1 -butene, poly-4-methyl-1-pentene and 
the like; phenoxy resins; (meth)acrylic resins such as polymethyl methacrylate; as well as acrylic-based copolymers. 
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There may also be used organic particles comprising thermosetting resins such as epoxy resins, urethane resins and 
the like. 

[0021] These inorganic particles and organic particles may be used alone or in combinations of two or more types, 
and inorganic particles may also be used in combination with organic particles. 

5 [0022] The polishing agent may also be used organic/inorganic composite particles. Organic/Inorganic composite 

particles need only be integrally formed to such an extent so that the organic particles and inorganic particles do not 
easily separate during polishing, and there are no particular restrictions on their type or structure. 

[0023] The composite particles used may be prepared by polycondensation of an alkoxysilane, aluminum alkoxide, 
titanium alkoxide or the like in the presence of polymer particles of polystyrene, polymethyl methacrylate or the like, and 
10 bonding of polysiloxane or the like on at least the surface of the polymer particles. The resulting polycondensate may 
be directly bonded to the functional group of the polymer particles, or it may be bonded via a silane coupling agent. 
[0024] The polycondensate does not necessarily need to be chemically bonded to the polymer particles, and the 
three-dimensionally formed polycondensate may by physically held on the surface of the polymer particles. Silica par- 
ticles or alumina particles or the like may also be used instead of an alkoxysilane and the like. These may also be held 
15 by intertwining with the polysiloxane and the like. They may also be chemically bonded to the polymer particles by their 
functional groups, such as hydroxyl group and the like. 

[0025] In an aqueous dispersion composition containing organic particles and inorganic particles with zeta poten- 
tials of opposite signs, the composite particles used may have their particles bonded by electrostatic force. 

[0026] The zeta potentials of polymer particles are usually negative across the entire pH range, or across a wide 
20 pH range except for the low pH range; however, by using polymer particles with carboxyl groups, sulfonic acid groups 
or the like, it is possible to obtain polymer particles with a more definite negative zeta potential. Polymer particles with 
amino groups and the like have a positive zeta potential in specific pH ranges. 

[0027] However, the zeta potentials of inorganic particles are highly pH-dependent and have an isoelectric point at 
which the potential is zero; the sign of the zeta potential reverses at around that point. 

25 [0028] Thus, by combining specific organic particles and inorganic particles and mixing them in a pH range at which 

their zeta potentials are opposite signs, it is possible to form an integral composite of the organic particles and inorganic 
particles by electrostatic force. During the mixing, the zeta potentials may be of the same sign, and the pH adjusted 
thereafter to give zeta potentials of opposite signs, thereby allowing integration of the organic particles and inorganic 
particles. 

30 [0029] The composite particles used may be prepared by polycondensation of an alkoxysilane, aluminum alkoxide, 

titanium alkoxide or the like in the presence of particles integrally composed in this manner by electrostatic force, and 
bonding of polysiloxane or the like on at least the surface of the particles to form a composite. 

[0030] The composite particles used may be of one type, or they may be a combination of two or more types. The 
composite particles may also be used in combination with either or both inorganic particles and organic particles. 

35 [0031 ] The mean particle size of the inorganic particles and organic particles is preferably 0.01-3 jiim. A mean par- 

ticle size of less than 0.01 ^im will tend to reduce the polishing rate. On the other hand, a mean particle size of greater 
than 3 ^m may result in precipitation and separation of the polishing agent, hampering efforts to achieve a stable aque- 
ous dispersion composition for chemical mechanical polishing. The mean particle size is more preferably 0.05-1.0 pm, 
and even more preferably 0.1 -0.7 pm, since a polishing agent with a mean particle size In this range can give a stable 
40 aqueous dispersion composition forchemical mechanical polishing that allows polishing of barrier metal layers at a suf- 
ficient rate without precipitation and separation of the particles. The mean particle size may be measured by observa- 
tion under a transmission electron microscope. 

[0032] The polishing agent content may be 0.05-15 parts, but is preferably 0.1-8 parts and more preferably 0.5-6 
parts, to 100 parts of the aqueous dispersion composition forchemical mechanical polishing. If the polishing agent con- 
45 tent is less than 0.3 part it may not be possible to achieve a sufficient rate of polishing, while its content is preferably not 
more than 15 parts because the cost will be increased and the stability of the aqueous dispersion composition forchem- 
ical mechanical polishing will be reduced. 

[0033] According to the invention, the polishing rate adjustor inhibits polishing of copper films and accelerates pol- 
ishing of tantalum layers and/or tantalum nitride layers. 

50 [0034] By including a polishing rate adjustor with this specific function, it is possible to easily obtain an aqueous dis- 

persion composition forchemical mechanical polishing with the specific polishing ratio according to the invention. 
[0035] The polishing rate adjustor used may be a derivative of a heterocyclic compound with an amino group, a 
mercapto group, a short-chain alkyl group of 1 -3 cartons or the like. 

[0036] As such derivatives there may be mentioned derivatives of compounds with heteropentacycles such as ben- 
55 zothiazole, benzothiadiazole, benzotriazole, triazaindolizine and the like, and compounds of heterohexacycles such as 
diazine, triazine and the like. 

[0037] As derivatives of compounds with heteropentacycles there may be mentioned, in addition to the above com- 
pounds, 2-aminobenzothiazole, 2-amino-6-methylbenzothiazole, 2-mercaptobenzothiazole, 4-amino-1 ,2,4-triazole, 4- 
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amino-3-hydrazino-5-mercapto-1 ,2,4-triazole, 3-mercapto-1 ,2,4-triazole, 3-mercapto-4-methyl-4H-1 ,2,4-triazole, 7- 
hydroxy-5-inethyM,3,4-triazainclolizine, bismuthiol, adenine and the like. 

[0038] There may also be mentioned 5-ami no- 1H-tetrazole, 2-mercaptothiazoline, guanine, 1 -phenyl-5-mercapto- 
1 H-tetrazole, 1 H-tetrazole, 1H-tetrazole-1 -acetic acid, 1-(2-dimethylaminoethyl)-5-mercaptotetrazole, 4,5-dicyanoimi- 
5 dazole, 2-amino-4,5-dicyano-1H-imidazoIe, 3H-1,2,3-triazolo[4,5-b] pyridin-3-ol, tolyltriazole, benzimidazole, benzo- 
furoxane, benzo-1 ,2,3-thiadiazole and the like. 

[0039] As derivatives of compounds with heterohexacycles there may be mentioned 3-amino-5,6-dimethyl-1 ,2,4-tri- 
azine, 2,4-diamino-6-diallylamino-1,3,5-triazine, benzoguanamine, thiocyanuric acid, melamine, 3-amino-5,6-dimethyl- 
1,2,4-triazine, phthalazine and 2,3-dicyano-5-methylpyrazine. 

10 [0040] As polishing rate adjustors there may also be used derivatives of compounds with a heteropentacycle and 

a heterohexacycle. Such derivatives include adenine and guanine and the like. 

[0041] Preferred among these polishing rate adjustors are 5-amino-1 H-tetrazole, guanine, 3-mercapto-1 ,2,4-tria- 
zole. 1-phenyl-5-mercapto-1 H-tetrazole, 5-methyl-1H-benzotriazole and 7-hydroxy-5-methyl-1,3,4-triazaindolizine and 
the like, which are mentioned in claim 4. 

15 [0042] An especially preferred polishing rate adjustor is 5-amino-1 H-tetrazole or 7-hydroxy-5-methyl-1 ,3,4-triazain- 

dolizine. 

[0043] The polishing rate adjustor content may be 0.001 -3 parts by weight (hereunder referred to simply as "parts"), 
preferably 0.01 -3 parts and more preferably 0.05-3 parts, to 1 00 parts of the aqueous dispersion composition for chem- 
ical mechanical polishing. If the polishing rate adjustor content is less than 0.001 parts, it may not be possible to achieve 
20 a sufficient rate of polishing for tantalum layers and/or tantalum nitride layers, while a longer polishing time will be 
required when the aqueous dispersion composition is used for polishing of barrier metal layers formed on semiconduc- 
tor substrates. On the other hand, a polishing rate adjustor content of 3 parts will adequately provide the desired effect, 
and there is no need for a higher content. 

[0044] The invention of claim 8 specifies the recommended pH range for the aqueous dispersion composition for 
25 chemical mechanical polishing. 

[0045] The pH of the aqueous dispersion composition is preferably from 1 to 1 0. With a pH in this range it is possi- 
ble to inhibit polishing of insulating films in order to prevent excessive polishing of insulating films. The pH is preferably 
1 -9, more preferably 2-8 and especially 3-7.5. If the pH of the aqueous dispersion composition for chemical mechanical 
polishing is lower than 1 or higher than 10, excessive polishing may occur on porous insulating films of low dielectric 
30 constant, such as insulating films composed mainly of silsesquioxane, thus making it impossible to form a satisfactory 
damascene wiring. 

[0046] The pH may be adjusted with an inorganic acid such as nitric acid, sulfuric acid or phosphoric acid, or an 
organic acid such as formic acid, acetic acid, oxalic acid, malonic acid, succinic acid or benzoic acid or the like. 

[0047] When the pH is at the acidic end, the polishing rate on copper films is slowed while the polishing rate on tan- 
35 talum layers and/or tantalum nitride layers is accelerated. When such an acidic aqueous dispersion composition is used 
for polishing of a working film formed on a semiconductor substrate, it is possible to achieve more balanced polishing 
of the working film and the barrier metal layer. The aqueous dispersion composition is particularly useful for polishing 
in the second stage of a two-stage polishing process. On the other hand, when the pH is near neutral, the polishing rate 
on copper films is accelerated while the polishing rate on tantalum layers and/or tantalum nitride layers is slowed. The 
40 barrier metal layer therefore functions adequately as a stopper layer. Such a neutral aqueous dispersion composition 
may be used for polishing even in the first stage of a two-stage polishing process. 

[0048] The aqueous dispersion composition for chemical mechanical polishing of the invention normally contains 
no oxidizing agent. This is because an oxidizing agent accelerates polishing of working films such as copperfilms while 
resulting in a slower polishing rate for barrier metal layers. However, an oxidizing agent may be included so long as the 
45 oxidizing agent and its content are such that the ratio of the polishing rate for copper films and tantalum layers and/or 
tantalum nitride layers is within the range specified by the invention. As specific examples of oxidizing agents there may 
be mentioned hydrogen peroxide; organic peroxides such as peracetic acid, perbenzoic acid and tert-butylhydroperox- 
ide and the like; and nitric acid compounds such as nitric acid, iron nitrate and the like. In addition to these oxidizing 
agents various additives may also be included as necessary. This can further improve the stability of the dispersion 
50 composition, increase the polishing rate, and adjust the difference in polishing rates when polishing films of different 
hardness, such as in the case of polishing two or more types of working films. 

[0049] According to the invention, the ratio of the polishing rates for copper films and tantalum layers and/or tanta- 
lum nitride layers is specified, but the aqueous dispersion composition for chemical mechanical polishing of the inven- 
tion can be used for polishing of various types of working films and barrier metal layers formed on semiconductor 
55 substrates in manufacturing processes for semiconductor devices such as super LSIs and the like. Such working films 
include pure copper films, pure aluminum films and pure tungsten films and the like, as well as films made of alloys of 
copper, aluminum, tungsten and other metals. Among these types of working films, the aqueous dispersion composition 
of the invention is particularly useful for polishing of films with low hardness, such as pure copper film and the like. Bar- 
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rier metal layers include metals such as tantalum, titanium and the like, as well as their oxides and nitrides. 

[0050] Barrier metal layers are usually formed by one type of metal such as tantalum or titanium or the like, but they 
sometimes include tantalum and tantalum nitride on the same substrate. 

[0051] The polishing of the working film or barrier metal layer of a semiconductor device can be accomplished using 
5 a commercially available chemical mechanical polishing apparatus (such as Model "LGPSIO" or''LGP552" by Lapmas- 
terSFT). 

[0052] For the polishing, the residual polishing agent on the polishing surface is preferably removed after the pol- 
ishing. The polishing agent removal may be accomplished by a common washing method, but in the case of organic 
particles it may be accomplished by burning off the particles on the polishing surface at high temperature in the pres- 
to ence of oxygen. The burning method may involve exposure to oxygen plasma, or ashing treatment by plasma with a 
supply of oxygen radicals in a downflow, whereby the residual organic particles on the polishing surface can be easily 
removed. 

[0053] Above-mentioned "semiconductor device" is used in a wide sense to include polished wafers, various 
devices provided with or bearing such wafers, plates manufactured from such wafers, and various devices provided with 
15 such plates (i.e., devices on which such plates are mounted). 

[Preferred Mode of the Invention] 

[0054] The present invention will now be explained in more detail by way of examples. 

20 

(1) Preparation of slurry containing polishing agent 

[0055] After loading 1 00 g of fumed silica particles (product name: "Aerosil #50", Nihon Aerosil, Co. Ltd.) or fumed 
alumina particles (product name: "Alumina C", Nihon Aerosil. Co. Ltd.) in a 2-liter volume polyethylene bottle, ion- 
25 exchange water was added to make a total of 1 000 g and the preparation was dispersed with an ultrasonic disperser. 
[0056] An aqueous dispersion composition containing colloidal silica was prepared in the following manner. Specif- 
ically, 70 g of ammonia water at a 25 wt% concentration, 40 g of ion-exchange water, 1 75 g of ethanol and 21 g of tetra- 
ethoxysilane were loaded into a 2-llter volume flask, the mixture was heated to 60° C while stirring at 1 80 rpm, and after 
continuing the stirring at this temperature for 2 hours, the mixture was cooled to obtain a colloidal silica/alcohol disper- 
30 Sion composition with a mean particle size of 97 nm. An evaporator was then used for several repetitions of a procedure 
in which the alcohol portion was removed while adding ion-exchange water to the dispersion composition at a temper- 
ature of 80° C, and the alcohol portion was thereby removed to prepare an aqueous dispersion composition with a solid 
concentration of 8 wt%. 

[0057] An aqueous dispersion composition containing silica composite particles was prepared in the following man- 
35 ner. Specifically, 90 parts of methyl methacrylate, 5 parts of methoxypolyethyleneglycol methacrylate (product name: 
"NK Ester M-90G", #400, product of Shinnakamura Chemical Industries, Co.Ltd.), 5 parts of 4-vinylpyridine, 2 parts of 
an azo-based polymerization initiator (product name "V50", product of Wako Junyaku, Co.Ltd.) and 400 parts of ion- 
exchange water were loaded in a 2-liter volume flask, and the contents were heated to 70°C while stirring under a nitro- 
gen gas atmosphere, for 6 hours of polymerization. This yielded an aqueous dispersion composition containing polyme- 
40 thyl methacrylate-based particles with a mean particle size of 0.15 ^im, having amino group cations and polyethylene 
glycol chain-bearing functional groups. The polymerization yield was 95%. After loading 100 parts of this aqueous dis- 
persion composition containing 10 wt% polymethyl methacrylate-based particles into a 2-liter volume flask, 1 part of 
methyltrimethoxysilane was added and the mixture was stirred at 40 °C for 2 hours. The pH was then adjusted to 2 with 
nitric acid to obtain aqueous dispersion composition (a). Also, the pH of an aqueous dispersion composition containing 
45 1 0 wt% of colloidal silica (product name: "Snowtex O", product of Nissan Chemical-Industries, Co.Ltd.) was adjusted to 

8 with potassium hydroxide to obtain aqueous dispersion composition (b). The zeta potential of the polymethyl meth- 
acrylate-based particles in aqueous dispersion composition (a) was +1 7 mV, and the zeta potential of the silica particles 
in aqueous dispersion composition (b) was -40 mV. After then gradually adding 50 parts of aqueous dispersion compo- 
sition (b) to 100 parts of aqueous dispersion composition (a) over a period of 2 hours and then mixing and stirring for 2 
50 hours, there was obtained an aqueous dispersion composition containing particles consisting of silica particles adhered 
to the’polymethyl methacrylate-based particles. Next, 2 parts of vinyltriethoxysilane was added to this aqueous disper- 
sion composition, and after stirring for one hour, 1 part of tetraethoxysilane was added, the mixture was heated to 60°C 
and then continually stirred for 3 hours and cooled, to obtain an aqueous dispersion composition containing composite 
particles. The mean particle size of the composite particles was 1 80 nm, and the silica particles were adhered to 80% 
55 of the surface of the polymethyl methacrylate-based particles. 
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(2) Preparation of aqueous solution containing polishing rate adjustor 

[0058] After placing 5 g of 5*amino-1 H-tetrazoIe, guanine, 3-mercapto-1,2,4-tria2ole or 7-hydroxy-5-methyM ,3,4- 
triazaindolizine (HMT) in a 1 -liter volume polyethylene bottle, ion-exchange water was loaded in for dissolution to pre- 
5 pare a total of 500 g of an aqueous solution. 

(3) Examples 1-9 and Comparative Example 1 

[0059] After placing a slurry containing the polishing agent of (1 ) above (500 g in Examples 1 and 3-6 and Compar- 
10 ative Example 1 , and 300 g in Example 2) and the aqueous solution containing the polishing rate adjustor of (2) above 
(200 g in Examples 1-3, 5-6 and 8-9, 5 g in Example 4 and 100 g in Example 7) in a 2-liter volume polyethylene bottle 
and adjusting the pH with nitric acid, ion-exchange water was added to a total of 1000 g to prepare aqueous dispersion 
compositions for chemical mechanical polishing for Examples 1-9. An aqueous dispersion composition was also pre- 
pared for Comparative Example 1 in the same manner as Example 1 except that the aqueous solution of (2) above was 
15 not included. The compositions of each of the aqueous dispersion compositions (in terms of solid content) are shown 
in Table 1 . 

[0060] The aqueous dispersion compositions for chemical mechanical polishing of Examples 1 -9 and Comparative 
Example 1 were used for polishing of an 8-inch copper film-coated wafer, an 8-inch tantalum film-coated wafer, an 8- 
inch tantalum nitride-coated wafer, an 8-inch plasma TEOS film-coated wafer and an 8-inch low dielectric constant 
20 porous Insulating film-coated wafer. 

[0061] The plasma TEOS film was a plasma oxidation film formed by plasma CVD using TEOS (tetraethoxysilane) 
and the like as the starting material. 

[0062] The low dielectric constant porous insulating film was formed by the following method. Specifically, a mixed 
solution comprising 101.5 g of methyltrimethoxysilane, 276.8 g of methyl methoxypropionate and 9.7 g of tetraisopro- 
25 poxytitanium/ ethyl acetoacetate chelate was heated to 60°C, and a mixture of 1 12.3 g of y-butyrolactone and water 
(weight ratio: 4.58) was added to the mixed solution dropwise over an hour. After completing dropwise addition of the 
mixture, reaction was conducted at 60°C for one hour to obtain a polysiloxane sol. A 15 g portion of the polysiloxane sol 
was mixed with 1 g of polystyrene particles, and the resulting mixture was coated onto an ITO (indium tin oxide) sub- 
strate by spin coating to form a coating with a thickness of 1 .39 pm. This was heated at 80®C for 5 minutes and then at 
30 200° C for 5 minutes, and then heated at 340° C, 360° C and 380° C for 30 minutes each in that order under vacuum 

and finally heated at 450° C for one hour to form a colorless transparent coating. Observation of a cross-section of the 
coating with a scanning electron microscope confirmed formation of fine pores. The dielectric constant was 1.98, the 
elastic modulus was 3 GPa, and the percentage of voids was 15%. 

[0063] The results of the above polishing are shown in Table 1 . 

35 [0064] A Model "LGP-510'' by Lapmaster SFT was used as a polishing 
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55 apparatus to polish films formed on different wafers under the following conditions, and the poiishing rate was calculated 
according to the formula given below. 

r00651 Table rotation rate: 50 rpm; head rotation rate: 50 rpm; polishing pressure: 300 g/cm ; aqueous dispersion 
composition supply rate: 100 cc/min; polishing time: 1 min.; polishing pad: Two-layer structure with product Nos. 
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"IC1000rSUBA400“ by Rodel-Nitta, Co.Ltd. 

Polishing rate (A/min) = (thickness of each film before 
polishing - thickness of each film after pollshing)/polishing time. 

5 

[0066] The thickness of each film was determined by measuring the sheet resistance by the direct current 4-probe 
method using a resistivity measuring instrument (Model "Ii-5" by NPS Corporation.), and calculating the thickness from 
the sheet resistance value and the copper, tantalum, tantalum nitride resistivity based on the following formula. 

TO 

Film thickness (A) = [sheet resistance value (il/cm x 

0 

copper, tantalum or tantalum nitride resistivity (li/cm)] x 10 

15 

[0067] The plasma TEOS resistivity was measured with a model “FTP500" Optical Interference Film Thickness 
Probe by SENTECH corporation. 

[0068] According to the results shown in Table 1, the aqueous dispersion compositions for chemical mechanical 
polishing of Examples 1 -9 that contained polishing rate adjustors had ratios between the polishing rates for the copper 
20 film and the tantalum film (Rci/RTa) ratios between the polishing rates for copper film and TEOS insulating film or 
low dielectric constant insulating film (Rci/R|n) 0.02-0.05, 0.56-1 .50 and 1 .00-4.50, respectively, which were ail within 
the range of the invention, including Example 4 which had a very low polishing rate adjustor content. For the tantalum 
nitride film, the polishing rate was slower than for the tantalum film but the ratio of the polishing rates for the copper film 
and tantalum nitride film (Rci/RjaN) was 0.04-0.05, which was also within the range of the invention. Thus, it was con- 
25 eluded that the aqueous dispersion compositions of Examples 1 -9 can be used to give finished surfaces with adequate 
flatness and high precision, for polishing of working films and barrier metal layers formed on semiconductor substrates. 
With the aqueous dispersion composition of Comparative Example 1 , however, there was no problem with the ratio of 
the polishing rates for the copper film and the insulating film, but the ratio of the polishing rates for the copper film and 
the tantalum or tantalum nitride film was large (0.31 and 0.44, respectively), suggesting that their finished surfaces will 
30 have Inadequate flatness. 

[0069] The present invention provides an aqueous dispersion composition for chemical mechanical polishing which 
is useful for the manufacture of semiconductor devices, and which for polishing of different types of working films and 
barrier metal layers formed on semiconductor substrates, can achieve efficient polishing particularly of barrier metal 
surfaces and can give adequately flattened and high precision finished surfaces. The aqueous dispersion composition 
35 for chemical mechanical polishing has properties such that, when polishing a copper film, a tantalum layer and/or tan- 
talum nitride layer and an insulating film under the same conditions, the ratio (Rci/f^Ta) between the polishing rate of 
the copper film (Rqu) and the polishing rate of the tantalum layer and/or tantalum nitride layer (Rj^) is no greater than 
1/20, and the ratio (Rci/R|n) between the polishing rate of the copper film (Rqu) and the polishing rate of the insulating 
film (R|p) is from 5 to 1/5. Rci/Rja preferably no greater than 1/30, especially no greater than 1/40 and most preferably 
40 no greater than 1/50, while Rci/Rln 's preferably 4-1/4, especially 3-1/3 and more preferably 2-1/2. 

Claims 

1, An aqueous dispersion composition for chemical mechanical polishing for use in the manufacture of semiconductor 
45 devices, characterized by comprising a polishing agent, water and a polishing rate adjustor. 

2. An aqueous dispersion composition for chemical mechanical polishing for use in the manufacture of semiconductor 
devices according to claim 1 wherein, when polishing a copper film, a tantalum layer and/or tantalum nitride layer 
and an insulating film under the same conditions, the ratio (Rci/Rja) between the polishing rate of the copper film 

50 (Rcu) ^be polishing rate of the tantalum layer and/or tantalum nitride layer (RyJ is no greater than 1/20, and the 

ratio (Rct/^in) between the polishing rate of the copper film (Rq^) and the polishing rate of the insulating film (Rjp) 
is from 5 to 1/5. 

3. An aqueous dispersion composition for chemical mechanical polishing for use in the manufacture of semiconductor 
55 devices according to claim 1 or 2, wherein said polishing rate adjustor inhibits polishing of said copper film and 

accelerates polishing of said tantalum layer and/or tantalum nitride layer. 

4, An aqueous dispersion composition for chemical mechanical polishing for use in the manufacture of semiconductor 
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10 


6. 


15 


20 


devices according to ciaim 3, wherein said polishing rate adjustor is iTSr. 

1.2.4-triazoie. 1 -phenyi-5-mercapto-1 H-tetrazole, 5-methyi-1 H-benzotriazole or 7-hydroxy-5-methyi-1,3.4-triazain 

dolizine. 

An aqueous dispersion composition for chemical mechanical polishing for use in the manufacture of semicondurtor 
dS“»ordlng ,0 Claim 4 wherein the com,™, o. said p.lishhg m.e ,d)ua.or ia 0.05-3 pads wdh .,ap«i. .0 100 

parts of the aqueous dispersion composition for chemical mechanical polishing. 

An aqueous dispersion composition for chemical mechanical polishing for use in the manufacture 
devices according to any one of claims 1 to 5. wherein said polishing agent consists of silica particles, alumina par- 
tides or organic/inorganic composite particles. 

7 An aqueous dispersion composition for chemical mechanical polishing for use in the manufacture of semiconductor 
devices according to any one of claims 1 to 6. which contains no oxidizing agent. 

8. An aqueous dispersion composition for chemical mechanical polishing for use in the manufacture of semiconductor 
devices according to any one of claims 1 to 7, wherein the pH is 1-10. 

9. An aqueous dispersion composition for chemical mechanical polishing for use in the manufacture of semiconductor 
devices according to claim 8, wherein the pH is 1-5. 


25 


30 


35 


40 


45 


50 


55 


10 



EPOFOPM 1503 03.82 (P04C01) 


EP 1 081 200 A1 


European Patent 
Office 


EUROPEAN SEARCH REPORT 


Application Number 

EP 00 11 9200 


DOCUMENTS CONSIDERED TO BE RELEVANT 


Citation of document with Indication, where appropriate, 
of relevant oassaoes 


EP 0 846 742 A (CABOT CORP) 

10 June 1998 (1998-06-10) 

* page 4, line 44-48 ♦ 

* page 5, line 13-24 * 

* page 6, line 3-57 ♦ 

* page 7, line 4-12; table 6 * 


Relevant 
to claim 


CLASSIFICATION OF THE 
APPLICATION (lnLCI.7) 


1 . 6.8 



TECHNICAL FIELDS 
SEARCHED (lntCI.7} 


The present search report has been (tawn up for all claims 



THE HAGUE 


CATEGORY OF CfTED DOCUMENTS 

X : parliculany relevant tf taken alone 
Y : partkAjlajly relevant tf combined with another 
document of the same category 
A : technokjgical background 
O ; non-wrltten disclosure 
P : intermedlaie document 


Data oi ccmpiotion of tha sAaroh 

1 December 2000 


Miller, A 


T : theory or principle underlying the inventkxi 
E : earlier patent document, but published on, or 
after the filing date 
D : document cited in the application 
L : document cRed for other reasons 

& : member of me same patent family, corresponding 
document 


11 







EP 1 081 200 A1 


ANNEX TO THE EUROPEAN SEARCH REPORT 
ON EUROPEAN PATENT APPLICATION NO. 


EP 00 11 9200 


This annex lists the patent family membersreiating to the patent documents cited In the above-mentioned European search report. 

The members are as contained in me European Patent Office EDP fi)e on 

The European Patent Office Is in no way liable for these particulars which are merely given for the purpose of Information. 




Patent document 
died In search report 

Publication 

date 

Patent family 
member(s) 

Publication 

date 

EP 0846742 A 

10-06-1998 

us 

5954997 A 

21-09-1999 



us 

6126853 A 

03-10-2000 



AU 

5373998 A 

03-07-1998 



JP 

11021546 A 

26-01-1999 



WO 

9826025 A 

18-06-1998 


II - 

§ For more details about this annex : see Oflieial Journal of the European Patent Office. No. 12«2 


12 




